General Procedure for the Synthesis of the Propargylic Trichloroacetimidates (1a-c, 1e-g):
A solution of propargylic alcohol (1 equiv.) and trichloroacetonitrile (1.2 equiv.) in CH 2 Cl 2 (2.5 mL per mmol of propargylic alcohol) was cooled to 0 C in an ice bath and DBU (0.1 equiv.) was added dropwise. The reaction mixture was allowed to stir at 0 C for (t 1 ) min, then warmed to room temperature and stirred for another (t 2 ) min. The solvent was removed in vacuo, and the residue was purified by column chromatography.
Prop-2-ynyl 2,2,2-trichloroacetimidate (1a): [1] 1-Methyl-4-pentyn-3-ol (S1): [2] A solution of isobutyraldehyde (0.91 mL, 10 mmol, 1.0 equiv.) in dry THF (25 mL) and added to a solution of ethynylmagnesium bromide (0.5 M in THF, 30 mL, 15 mmol) at 0 °C. After 3 h, the reaction was quenched by addition of saturated aq. NH 4 Cl solution (50 mL) at 0 C. Volatile components of the reaction mixture were removed under reduced pressure, and Et 2 O (50 mL) was then added. The organic layer was separated, washed with brine (50 mL) and dried over Na 2 SO 4 . The solvent was removed in vacuo, to furnish 1-methyl-4-pentyn-3-ol (S1) as an orange oil, which was used in the next step without further purification. 1 
1-(1-Methylethyl)-prop-2-ynyl 2,2,2-trichloroacetimidate (1d):
A mixture of S1 (0.60 g, 6.11 mmol) and trichloroacetonitrile (0.74 mL, 7.34 mmol, 1.2 equiv.) dissolved in CH 2 Cl 2 (15 mL) was cooled to 0 C in an ice bath, to which DBU (90 L, 0.61 mmol, 0.1 equiv.) was added dropwise. The reaction mixture was allowed to stir at 0 C for 1 h, then warmed to room temperature and stirred for another 2 h. The mixture was evaporated, and the resulting brown oil residue was chromatographed on silica using petroleum ether/ethyl acetate 
3-Bromoprop-2-ynyl 2,2,2-trichloroacetimidate (1h):
A mixture of propargyl alcohol (1.16 mL, 20 mmol, 1.0 equiv.), N-bromosuccinimide (3.92 g, 22 mmol, 1.1 equiv.) and silver nitrate (0.34 g, 2.0 mmol, 0.1 equiv.) in acetone (50 mL) was stirred at room temperature for 2 h. The solvent was removed in vacuo and the residue dissolved in water (50 mL). The resulting solution was extracted with Et 2 O (2  50 mL), and the combined organic extracts washed with brine, dried over Na 2 SO 4 , filtered and concentrated to afford the bromopropargylic alcohol as a colourless oil, to which CH 2 Cl 2 (50 mL) and trichloroacetonitrile (2.4 mL, 24 mmol, 1.2 equiv.) were added. The solution was cooled to 0 C in an ice bath, before DBU (0.3 mL, 2.0 mmol, 0.1 equiv.) was added dropwise. The reaction mixture was allowed to stir at 0 C for 1 h, then warmed to room temperature and stirred for another 3 h. The solvent was then evaporated, and the resulting brown oil chromatographed on silica using petroleum ether/ethyl acetate 
General procedure for the preparation of homopropargyl trichloroacetimidates (1i-k):
A solution of homopropargyl alcohol (1 equiv., 20 mmol) and trichloroacetonitrile (1.2 equiv., 24 mmol) in CH 2 Cl 2 (50 mL) was cooled to 0 C in an ice bath and DBU (0.1 equiv., 2 mmol) was added dropwise. The reaction mixture was allowed to stir at 0 C for (t 1 ) min, then warmed to room temperature and stirred for another (t 2 ) min. The solvent was removed in vacuo, and the residue chromatographed on silica.
But-3-ynyl 2,2,2-trichloroacetimidate (1i):
This compound was previously reported by Shin et al. [3] but no experimental details and spectroscopic data were given. t 1 = 60, t 2 = 60. Purified by column chromatography (petroleum ether/ethyl acetate, 10:1) on silica, 3.28 g (76%) of 1i was obtained as a colourless oil from 1.51 mL (20 mmol) of 3-butyn-1-ol. 1 
General procedure for the preparation of homopropargyl alcohols (S2-S4):
Propargylmagnesium bromide was prepared by a modified literature procedure: [4] A mixture of Mg turnings (1.94 g, 80 mmol) and HgCl 2 (75 mg) in dry Et 2 O (20 mL) were stirred at room temperature for 30 min. Propargyl bromide (80% solution in toluene, 1.0 mL, 6.72 mmol) was added in one portion to initiate the reaction (indicated by a slight exotherm). The reaction mixture was cooled to 0 C in an ice bath, and another 5.0 mL of propargyl bromide (80% solution in toluene, 33.6 mmol) was added dropwise over 30 min. Stirring was continued for another 45 min at 0 C, after which the solution was decanted into a solution of the corresponding aldehyde (20 mmol) in Et 2 O (15 mL) at 0 C. The ice bath was removed, and reaction mixture stirred overnight at room temperature. The reaction was quenched by the addition of 40 mL of saturated aq. NH 4 Cl at 0 C. The aqueous layer was extracted with 3  40 mL of Et 2 O, and the combined organic extracts washed with brine, dried over Na 2 SO 4 , filtered and concentrated in vacuo. The crude homopropargyl alcohols S2-S4 were obtained as orange oils, which were used in the next steps without further purification.
General Procedure for the synthesis of the homopropargyl trichloroacetimidates (1l-n):
A solution of homopropargyl alcohol S2-S4 (1 equiv., 10 mmol) and trichloroacetonitrile (1.2 equiv., 12 mmol) in CH 2 Cl 2 (25 mL) was cooled to 0 C in an ice bath and DBU (0.1 equiv., 1 mmol) was added dropwise. The reaction mixture was allowed to stir at 0 C for 15 min, then warmed to room temperature and stirred for further 4 h. The solvent was removed in vacuo, and the residue chromatographed on silica. 
1-(4-Chlorophenyl)-but-3-ynyl 2,2,2-trichloroacetimidate (1m):
This compound was previously reported by Shin et al. [3] but no experimental details and spectroscopic data were given. Purified by column chromatography (petroleum ether/ethyl acetate, 10:1), 1.36 g (42%) of 1m was obtained as an orange oil. 1 Preparation of 4-phenyl-3-butyn-1-ol (S5): [5] A mixture of bis(triphenylphosphine)palladium(II) dichloride (0.0147 g, 0.02 mmol, 2 mol%), copper(I) iodide (0.0019 g, 0.01 mmol, 1 mol%), iodobenzene (0.11 mL, 1.0 mmol, 1 equiv.) and 3-butyn-1-ol (0.09 mL, 1.2 mmol, 1.2 equiv.) was dissolved in dry Et 3 N (6 mL) and refluxed for 2.5 h. The dark brown solution was diluted with an ethyl acetate/water mixture (1:1.25 mL), and the resultant biphasic solution was separated. The organic layer was washed with water and then brine, dried over anhydrous sodium sulfate, filtered and concentrated in vacuo. The resulting orange oil was and purified by column chromatography on silica gel to afford 0.86 g (59%) of S5 as a light yellow oil. 1 
4-Phenyl-but-3-ynyl 2,2,2-trichloroacetimidate (1o):
A solution of S5 (0.86 g, 5.88 mmol, 1.0 equiv.) and trichloroacetonitrile (0.71 mL, 7.06 mmol, 1.2 equiv.) in CH 2 Cl 2 (15 mL) was cooled to 0 C in an ice bath, and DBU (88 L, 0.59 mmol, 0.1 equiv.) was added dropwise. The reaction mixture was allowed to stir at 0 C for 30 min, then warmed to room temperature and stirred for another 1 h. The solvent was evaporated, and the resultant brown oil chromatographed on silica using petroleum ether/ethyl acetate (6:1). 
Synthesis of 4-(trimethylsilyl)but-3-yn-1-ol (S6):
[5], [6] n-BuLi (1.6 M in hexane, 27.5 mL, 44 mmol, 2.2 equiv.) was added dropwise to a solution of 3-butyn-1-ol (1.5 mL, 20 mmol, 1.0 equiv.) in dry THF (25 mL) at -78°C. After stirring for 1 h, the yellow suspension was allowed to warm to room temperature, before cooling down again to -78 °C, whereupon trimethylchlorosilane (5.6 mL, 44 mmol, 2.2 equiv.) was added dropwise. The cooling bath was removed, and the reaction was stirred overnight at room temperature. The reaction was quenched by the dropwise addition of 5M H 2 SO 4 at 0 °C; stirring for 1 h to ensure complete hydrolysis of the TMS-ether. The aqueous layer was then separated and extracted with Et 2 O (2 x 10mL). The combined organic layers was washed with water (10 mL) and brine (10 mL), dried over MgSO 4 , filtered and concentrated under reduced pressure to give 1.89 g (66%) of S6 as a light yellow oil, which was used for the next step without further purification. 1 
4-(Trimethylsilyl)but-3-ynyl 2,2,2-trichloroacetimidate (1p):
A solution of S6 (1.77 g, 12.4 mmol, 1.0 equiv.) and trichloroacetonitrile (1.50 mL, 14.9 mmol, 1.2 equiv.) in CH 2 Cl 2 (30 mL) was cooled to 0 C in an ice bath and DBU (0.18 mL, 1.24 mmol, 0.1 equiv.) was added dropwise. The reaction mixture was allowed to stir at 0 C for 1 h, then warmed to room temperature and stirred for another 1 h. The solvent was evaporated, and the resulting brown oil chromatographed on silica using petroleum ether/ethyl acetate (8:1) as eluting solvent. 
Synthesis of bis(pyridine)silver(I) trifluoromethane sulfonate [Ag(py) 2 ]OTf:
The complex was prepared using the general method published by Lee et al.: [7] A mixture of silver (I) trifluoromethanesulfonate (0.12 g, 0.5 mmol) and pyridine (5 mL) was stirred at room temperature overnight. The solvent was then evaporated and the residue dissolved in CH 2 Cl 2 (10 mL) and filtered through a plug of Celite. The filtrate was evaporated, and Et 2 O (20 mL) added to the residue, to precipitate the desired product as a white solid, which was collected by filtration and dried in vacuo (0.14 g, 69% yield). Spectroscopic data are in accordance with that reported in the literature. 
General procedure for the Ag(I)-catalysed conversion of 1 to 2 or 4:
Substrate 1 (1 equiv.) was dissolved in acetone (2.5 mL per mmol of substrate) at room temperature and [Ag(py) 2 ]OTf (0.1 equiv.) was added. After the prescribed reaction time, the reaction mixture was filtered, and the filtrate concentrated in vacuo. The residue was purified by column chromatography (petroleum ether/ethyl acetate).
4-Methylene-2-(trichloromethyl)-4,5-dihydrooxazole (2a):
[1], [3] Purified by column chromatography (petroleum ether/ethyl acetate, 8:1) on silica as a yellow oil. 1 [1] Purified by column chromatography (petroleum ether/ethyl acetate, 8:1) as a yellow oil. 1 [3] Purified by column chromatography (petroleum ether/ethyl acetate, 10:1) to afford 2d as a yellow oil. 
5-Methyl-4-methylene-2-(trichloromethyl)-4,5-dihydrooxazole (2b):

5-(1-Methylethyl)-4-methylene-2-(trichloromethyl)-4,5-dihydrooxazole (2d):
(Z)-4-Trimethylsilylmethylene-2-(trichloromethyl)-4,5-dihydrooxazole (2g):
Purified by column chromatography (petroleum ether/ethyl acetate, 10:1) to afford 2g as a light yellow oil. 1 H NMR (400 MHz, CDCl 3 ):  = 5.28 (t, J = 2.6, 1H), 5.14 (d, J = 2.6, 2H), 0.18 (s, 9H 2-(Trichloromethyl)-4-methylene-6-(4-chlorophenyl)-5,6-dihydro-1,3-oxazine (4e): [3] Purified by column chromatography (petroleum ether/ethyl acetate 
